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Description 

TECHNICAL FIELD 

5 [0001] This invention relates to a method of recovering a boron trifluoride complex such as a catalyst which is dis- 
persed and/or dissolved in a fluid, and a process for producing olefin oligomers using the same. 

BACKGROUND ART 

to [0002] Boron trifluoride complex catalysts composed of boron trifluoride and a complexing agent, ligand, are used 
widely in industrial fields as catalysts for various chemical reactions such as alkylation, isomerization, polymerization, 
decomposition and dehydration. These complex catalysts are utilized in the form of various complexing agents coordi- 
nated to boron trifluoride in appropriate ratios for objective reactions. 

[0003] After the reaction using a boron trifluoride complex catalyst, it is necessary to separate the complex catalyst 
15 from the reaction mixture. For this purpose, a method is usually made used of neutralizing the catalyst with an aqueous 
solution of basic substance such as ammonia or caustic soda, and then washing with water. 

[0004] Disclosed in US Patent No. 4,227,027 is another method which comprises adding a polyhydric alcohol having 
two or more hydroxy! groups to the reaction mixture containing a boron trifluoride complex catalyst, causing addition 
reaction of the alcohol with only boron trifluoride in the complex catalyst to remove boron trifluoride, and decomposing 

20 the addition product by heating to recover boron trifluoride. 

[0005] Furthermore, Japanese Laid-Open Patent Publication No. 6-287211 discloses a method of reaction using a 
boron trifluoride complex catalyst, which comprises heating a reaction mixture to vaporize boron trifluoride gas, contact- 
ing the boron trifluoride gas with a complexing agent in excess relative to boron trifluoride to form a new complex, and 
recycling it into the reactor for reuse. 

25 [0006] In these methods, however, the boron trifluoride is separated and recovered solely, so that an additional com- 
plexing step is necessary for the reuse of complex catalyst, with the result that a multi-stage process is necessary and 
the increase of costs is caused. As for the method disclosed in Japanese Laid-Open Patent Publication No. 6-28721 1 , 
the reaction mixture is heated in coexistence with a boron trifluoride complex catalyst, which has bad influence on the 
composition of reaction mixture and restrict its use severely. 

30 [0007] Japanese Laid-Open Patent Publication No. 2-45429 discloses a method of carrying out alkylation reaction 
between olefins and aromatic compounds using a boron trifluoride ether complex, which comprises adding 0.05-2 mol 
of weak acids such as phosphoric acid, acetic acid and phenol to a boron trifluoride ether complex in the reaction sys- 
tem at room temperature at any stage before or after the reaction, then separating the catalyst by settling in the reaction 
mixture, and using the separated catalyst as it stands in the next alkylation reaction. 

35 [0008] In this case, however, the recovered complex is not an initial boron trifluoride ether complex catalyst, but a 
boron trif luoride/weak acid complex catalyst in which ether as complexing agent has been replaced with a weak acid 
added later. Further, the recovery is as low as about 27% by weight. 

[0009] Olefins having vinylidene structures as double bonds in oligomer are utilized effectively, because they react 
with maleic acid or else at a high rate. Therefore, several methods have been proposed which introduce much more 

40 vinylidene structures into oligomer. 

[0010] For example, US Patent No. 4,152,499 discloses a polymerization method in which isobutene is polymerized 
in the range of temperature from -50°C to +30°C to produce polyisobutene having polymerization degree of 10-100 by 
using a gaseous boron trifluoride catalyst or a boron trifluoride complex catalyst made by complexing with water or alco- 
hol. This method shows that it is possible to introduce 60-90% of vinylidene double bonds at terminal positions. 

45 [001 1 ] European Patent 0 1 45 235 A discloses that polyisobutene is obtained by using a boron trifluoride alcohol com- 
plex catalyst comprised of boron trifluoride and C-j -C 8 alcohols, and describes that it is possible to introduce 70-90% of 
vinylidene double bonds at terminal positions. 

[001 2] In the production of olefin oligomers as the above, a boron trifluoride complex catalyst is generally used, which 
has each particular complexing agent selected and its molar coordination number is specified. Thus, ligands bound in 
so a complex demonstrate the desired catalyst functions by specifying the coordination number. Therefore, when a com- 
plex catalyst is recovered and reused, it is necessary to recover the complex without any change in coordination 
number. If the coordination number is varied in recovering, the catalyst function changes, and its readjustment must be 
carried out after recovering. Therefore, the above recovering method is not preferable. 

[0013] However, as the coordination number is susceptible to conditions such as temperature and others, the recov- 
55 ering and the reusing of complex catalysts have scarcely been done in the production of olefin oligomer using a boron 
trifluoride complex catalyst. 

[0014] The object of the present invention is to provide a method for recovering a boron trifluoride complex as it 
stands, for example, in the state of maintaining activity of a catalyst, from an electrically-nonconductive fluid containing 
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the complex dispersed and/or dissolved therein, and a process for producing olefin oligomer characterized by recover- 
ing and reusing the complex catalyst. 

DISCLOSURE OF INVENTION 

c 

[001 5] A first feature of the present invention relates to a method of recovering a boron trrfluoride complex which com- 
prises applying a direct and/or alternating voltage to an electrically-nonconductive fluid in which boron trif luoride com- 
plex is dispersed and/or dissolved, thereby separating the boron trif luoride complex by settling it from the electrically- 
nonconductive fluid, and then recovering the separated complex. 

io [0016] A second feature of the present invention relates to a method of recovering a boron trif luoride complex in the 
above first feature, wherein electric field strength of direct and/or alternating voltage is in the range of 0.001 -40 kV/mm. 
[0017] A third feature of the present invention relates to a method of recovering a boron trif luoride complex in the 
above first feature, wherein the temperature of the electrically-nonconductive fluid while applying a direct and/or alter- 
nating voltage is in the range from -100°C to +50°C 

is [0018] A fourth feature of the present invention relates to a method of recovering a boron trif luoride complex in the 
above first feature, wherein the complexing agent which forms a complex with boron trrfluoride is a polar compound. 
[001 9] A fifth feature of the present invention relates to a method of recovering a boron trif luoride complex in the above 
fourth feature, wherein the polar compound is the one selected from the group consisting of water, alcohols, ethers, 
phenols, ketones, aldehydes, esters, acid anhydrides and acids. 

20 [0020] A sixth feature of the present invention relates to a method of recovering a boron trif luoride complex in the 
above first feature, wherein the molar ratio of boron trifluoride to complexing agent in the complex is in the range from 
0.01:1 to 2:1. 

[0021] A seventh feature of the present invention relates to a method of recovering a boron trrfluoride complex in the 
above first feature, wherein the electrically-nonconductive fluid is a hydrocarbon fluid. 
25 [0022] An eighth feature of the present invention relates to a process for producing olefin oligomer which comprises 
the following steps from (I) to (IV), 

(I) polymerizing olefin in a liquid phase in the presence of a boron trifluoride complex catalyst comprised of boron 
trrfluoride and a complexing agent, 
30 (II) after polymerization, applying a direct and/or alternating voltage to a reaction mixture in which boron trifluoride 
complex catalyst is at least partially dispersed and/or dissolved, thereby separating the complex catalyst by settling 
owing to the difference of specific gravity, 

(III) recovering the separated complex catalyst by settling from the reaction mixture, and 

(IV) polymerizing olefin in liquid phase by using at least a part of the recovered complex catalyst. 



[0023] A ninth feature of the present invention relates to a process for producing olefin oligomer in the above eighth 
feature, wherein the concentration of olefin in a feed mixture in the liquid phase polymerization is 5% by weight or more. 
[0024] A tenth feature of the present invention relates to a process for producing olefin oligomer in the above eighth 
feature, wherein the molecular weight of the olefin oligomer is in the range of 100-100,000. 
40 [0025] According to the present invention, it is possible to recover a complex catalyst easily without changing the 
molar ratio of boron trrfluoride complex only by applying an electric field. As a result, the recovered complex can be 
reused. 

[0026] Further, the above method can be applied in the production of olefin oligomer using a boron trrfluoride complex 
catalyst. That is, it is possible to apply an electric voltage to the reaction mixture after polymerization, to separate the 
45 boron trifluoride complex catalyst by settling from the reaction mixture, to recover the complex catalyst without any 
change in coordination number of ligands, and to reuse it as it stands. 

[0027] The amount of boron trifluoride used in cation polymerization of olefin is usually 0.0001-0.5 mol per 1 mol of 
olefin components to be polymerized. After the reactions as the above, at least a part of boron trrfluoride complex cat- 
alyst is stably dissolved or dispersed in the reaction mixture, and it is very difficult to recover the dissolved or dispersed 
so complex catalyst like this. Therefore, it is very hard to separate boron trrfluoride complex catalyst as rt stands from the 
reaction mixture and to reuse it. The present invention relates to a skill for recovering a complex catalyst dissolved or 
dispersed in a reaction mixture, reusing it, thereby reducing the catalyst cost and the load of succeeding steps. 
[0028] The present invention will be described in more detail in the following. 

[0029] A boron trrfluoride complex in the present invention means a complex of boron trifluoride and various polar 
55 compounds. Boron trifluoride is apt to form a complex with polar compounds such as oxygen -containing compound, 
nitrogen-containing compound and sulfur-containing compound in various ratios, that is, in various molar coordination 
ratios. These complexes formed are used typically as catalysts for many kinds of reaction. Therefore, boron trifluoride 
complexes used mainly as catalyst will be described in the following. 
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rnmm Comolexina agents used for preparing the complex catalyst in the present invention can form complexes with 
SS£S *«> *"°* Been caa form complexes w«h co^poun* 

Carbon sKe.eton may be straight-chain a.Ky. group, branched-chanin a,ky. W^^^J^^g, 

mZi ^^t^sT^^t esterification of aromatic or Cl -C 6 a.iphatic alcohol with aromatic 
or C C !^^SnS^?»i^ acid, where the Cl -C 6 hydrocarbon skeleton may be straight^ 

^!XSl^T^ hexanoate. ethyl benzoate. and completely esterrfied products of phosphor* 

f^ UCh ILSed P To^anic acids are aromatic or Cl -C 6 aliphatic carboxylic adds or their halogen substitutes 
SESLrta acT aSirt?X esterrfied products of phosphoric acid with aromatic or C r C 6 ahphabc alcohols, where 
S^TT^S^^ branched-chain alkyl group such as sec- and tert- 

X afe* SSSS aSlLp hling an a'icydic ring or ring, As example, there are formic acrt, acetic ac*. pro- 
oionic acid oxalic acid, malonic acid, benzoic acid, diethyl phosphate and the l.ke. 
mSi Further exemplified as inorganic acids are phosphoric acid, hydrochlor.c acd and the like. 

Tot blron7muoride to comp.exing agent is .ess than 0.01 . a catalyst activity is too 

Polymerization. If the molar ratio is more than 2, boron trifiuoride is too much compared wrth ^^STaL > 
k~oa stable coordination causing trouble in keeping the molar ratio of boron trrfluor.de in a recovered catalyst. As a 
ii tST^Xa^ themolar ratio when reusing the recovered catalyst, which makes the process comp.,- 

SSJ] U 1nprtlaring a complex catalyst, it is possible to use a solvent which is 

a"can dSe or disperse the complex. According to the present invention, the complex can be separated and recov_ 
Te6 Z combining or agg.omeration caused by applying an electric ,ie.d. ^^^^ £ ^ 
liquid is desirable. However, when a solvent is used in the above preparation, even sold complex behaves like a l.qu.d 

Son trrfluor d e S3* must be electrica.ly-nonconductive. Any f .uid is not particularly restricted so long as .t .s 
7e£X™^^™* can disperse o/dissolve at least a part of boron trifiuoride. As examples, there are 

2n i^eob^t fluid to which an'electric field is applied. For example, when an ^romatic oorrjgjnd* ^ 
by olefins with a boron trifiuoride complex catalyst, the m.xture composed of the feed, an alkyl-substituted aromatic 
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compound as the product, and the boron trif luoride complex catalyst can be used as the object. When styrene or olefin 
such as isobutene is polymerized to obtain oligomer, the mixture containing the feed, oligomer and the boron trifluoride 
complex catalyst can be used as the object. Further, in a reaction where a C 9 aromatic fraction obtained from a naphtha 
cracker or a C 4 fraction containing isobutylene and others is supplied as feed to produce petroleum resin or polybutene 
5 respectively, the reaction mixture containing the feed, petroleum resin or polybutene as the product, and the boron trif- 
luoride complex catalyst can be used as the object for applying an electric field. 

[0044] The boron trifluoride complex is generally dispersed in the above electrically-nonconductive fluid. Thus, a 
boron trifluoride complex is hardly soluble in an electrically-nonconductive fluid. However, not only when it is just dis- 
persed with cloudiness, but also when it is dissolved and is transparent at a glance, the complex can be separated and 
io recovered by applying an electric field or by changing the conditions in applying an electric field. Accordingly, the form 
of complex in the fluid, whether dispersed or dissolved, is not so important. However, as mentioned above, the complex 
must be in the form of liquid, and when in the form of solid, it is liquidized for use by dissolving or dispersing in a suitable 
solvent. 

[0045] According to the present invention which comprises applying the following direct and/or alternating voltage to 
is an electrically-nonconductive fluid in which a boron trifluoride complex is dispersed and/or dissolved, it is possible to 
agglomerate and settle the dispersed and/or dissolved complex catalyst without changing the molar ratio of boron trif- 
luoride complex to complexing agent and separate it from the reaction mixture. 

[0046] In the present invention, the reason why the complex is separated by settling by applying an electric voltage is 
not clear, but it is surmised as follows. As for a boron trifluoride complex, it is supposed, although the complex itself or 

20 the liquid drop itself containing the complex is not charged with electricity, there is an electric polarization or an electric 
deviation between boron trifluoride and ligands. When an electric voltage is applied to the complex molecule, the elec- 
tric polarization diminishes partially and an electric repulsion among the complex molecules disappears, so that com- 
bining or agglomeration among the complex molecules is caused. It is supposed consequently that the combined or 
agglomerated complex is separated by settling owing to a difference of specific gravity to form a lower layer under the 

25 electrically-nonconductive fluid containing the complex, and can be separated from the electrically-nonconductive fluid. 
[0047] As an electric voltage applied to an electrically-nonconductive fluid such as hydrocarbon reaction mixture, 
either a direct voltage or an alternating voltage may be used. Both direct and alternating voltages can be also applied 
. independently at once. The electric voltage can be generated by means of a conventional constant-voltage generator. 
An electric field strength generated from a direct and/or alternating voltage can separate the complex easily so long as 

so it is 0.001-40 kV/mm, preferably in the range of 0.01-1 kV/mm. Further, some fluctuation of the electric voltage can be 
allowed. If an electric field strength is less than 0.001 kV/mm, the complex can be hardly separated by settling. On the 
« other hand, if an electric field strength is more than 40 kV/mm, a dielectric breakdown phenomenon and side reactions 
such as electrolysis of the components take place. Both cases are undesirable. 

[0048] A distance between the electrodes to which a direct and/or alternating voltage is applied is selected appropri- 
35 ately, for example, from the range of 0.1-100 cm. preferably 1-50 cm. In the present invention, any apparatus for apply- 
ing an electric field can be used without any restriction on its shape or structure, so long as it contains the means of 
applying an electric field to the object fluid between at least one pair of electrodes. As for the shape of electrode, any 
shape such as plate, substantial cylinder, hollow cylinder and sphere can be used. The surface of electrode can be 
porous or netlike. Thus, besides parallel electrodes, these can be suitably combined into a pair of electrodes. In this 
40 case, separation efficiency can be adjusted suitably by varying the distance (space) between electrodes together with 
varying an electric voltage to be applied, and it is also possible to reverse the polarity of electrodes appropriately. Fur- 
thermore, plural pairs of electrodes can be combined together. Because the object fluid is electrically-nonconductive 
even though containing boron trifluoride complex, an electric current hardly flows when an electric voltage is applied, 
so that the electric power consumed is very little. In this point, the present invention is also very profitable. 
45 [0049] The temperature of electrically-nonconductive fluid when an electric voltage is applied is not especially 
restricted so long as it is within the range from -100°C to +50°C. However, when the treatment is carried out in the pres- 
ence of catalyst, it is preferable to select a range of temperature lower than the reaction temperature, so as to prevent 
as far as possible the composition of reaction mixture from changing due to an effect of catalyst. 
[0050] Further, the time interval of applying an electric voltage is not especially restricted. For example, when an elec- 
ta trie voltage is applied in a batch type, it is usually possible to select appropriately out of the range from 1 minute to 1 
hour, depending on the concentration of complex, the kind of ligand in a complex and so forth. 

[0051 ] During the period of applying an electric voltage, the electrically-nonconductive fluid is preferably left still with- 
out stirring and the like. Although a boron trrfluoride complex can be separated by only leaving still, but it can be sepa- 
rated and recovered much more quickly and easily by applying an electric field jointly than by only leaving still. 
s [0052] Although leaving still is preferable while applying an electric field, it is possible to flow an electrically-noncon- 
ductive fluid so long as the separation of complex by settling is not disturbed. Therefore, it is possible also to utilize a 
method which comprises flowing the fluid in an appropriate piping, applying an electric voltage to the electrodes of 
appropriate shape installed in the piping, and separating the complex by settling continuously. 
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[0053] In applying an electric voltage, if the viscosity of electrically-nonconductive fluid as the objed is very high sep- 
aration o the complex catalyst by settling is insufficient. From this point of view, the viscosity of the electncally-noncon- 
oSTe Wo aX object J applying an electric voltage is preferably tO.000 cP (centipoise) or less at the temperature 
while applying an electric voltage. 

s [0054] Further, it is possible to adjust the viscosity of the system within the above range for applying an electric voltage 
hv addina an inactive solvent to the fluid. . , 

[0055] Although the concentration of complex in the electrica.ly-nonconductive fluid as the object for applying an elec- 
ric voltage S not especially restricted, it is usually 0.001% by weight or more preferably. *^7!S^^SZ 
is too low. there is atendency that the effect by applying an electric voltage is not demonstrated sufficiently. Though the 

w uDDer limit is not set. it is usually 10% by weight or less. MntM ^ ™™ 

ro056] In a reaction which is carried out with boron trif luoride as catalyst, the catalyst <s prepared by coordinating com- 
olexino aaents selected depending on the object reaction in appropriate ratios. 

mS Exemplified as reactions using boron trifluoride as catalyst are those which comprises contacting an aromatic 
compound and an olefin with a boron trKluoride complex catalyst to promote alkylation, and obtaining alky -substituted 
,5 aromatic compounds. As examples, there is alkylation in which aromatic compounds such as benzene, toluene and 
xylene, and olefins such as ethylene, propylene, butene and butadiene are used. 

[0058] Exemplified as reaction solvents in the above reactions are hydrocarbons inactive to ttie reaction, thai £ n- 
paraffin such as n-butane and isoparaffin such as isobutane and isooctane. and also the paction MriHliu«>B 
benzene and toluene. With the alkylations. for example, ethylbenzene, propylbenzene. butylbenzene and butenylben- 

20 ^^exemplified as reactions using boron trif luoride as catalyst are also those which comprises polymer- 

zing one or more kinds of unsaturated aromatic compounds such as styrene and vinyl toluene or olef .ns such as butene 
and isobutene. Exemplified as solvents for the reactions are hydrocarbons inactive to the paction, that * rvp»*hn 
such as n-butane and isoparaffin such as isobutane and isooctane. and also the reaction feed itsetf. WM^w- 

25 izations. olefin oligomers of relatively low molecular-weight are produced. For example, oligomer of styrene or iso- 

SSoem U SSSTfeaction feed the fractions from a naphtha cracker, for example, a C 9 aromatic fraction containing 
aromatic olefins such as vinyl toluene, a C 5 fraction containing aliphatic olefins such as piperylen ^ a C^^ction con- 
taining olefins such as 1 -butene and trans-or cis-2-butene besides isobutylene. aromatic or aliphatic petroleum resin or 
polybutene can be obtained. In polymerizing olefins, boron trifluoride complex catalysts are often used JT the above 
method for recovering a boron trifluoride complex can be utilized for this polymerization, cost of catalyst can be 
r2uc«J. and further environmental pollution due to the catalyst residue can be avoided, so that a considerable amount 

of profit is obtained. . 
[00611 Then a process for polymerizing olefin with a boron trifluoride complex catalyst, for recovering the complex 
catalyst after polymerization, and for reusing the recovered catalyst will be described as follows, which overlaps the 

^2]^o!^anZlST^e above process for recovering and reusing is comprised of the following steps from (I) to 
(IV): 

(I) polymerizing olefin in a liquid phase in the presence of a boron trifluoride complex catalyst comprised of boron 
trifluoride and complexing agent, 

(II) after polymerization, applying a direct and/or alternating voltage to a reaction mixture in which a boron ^nde 
complex catalyst is at least partly dispersed and/or dissolved to thereby separate the complex catalyst by settling 
owing to a difference of specific gravity, 

(III) recovering the complex catalyst separated by settling from the reaction mixture, and 

(IV) polymerizing olefin in a liquid phase using at least a part of the recovered complex catalyst. 

[0063] First, in the step (I), olefin is polymerized in a liquid phase in the presence of a boron trifluoride complex cata- 
lyst comprised of boron trifluoride and a complexing agent. 

so [0064] Olefins to be used here are mainly butadiene, isobutene. butene-1 and c.s- or trans-butene-2. Besides these, 
however any olefin can be used so long as its cationic polymerization can be caused by aboron trrfluor.de complex cat- 
alyst. For example, other than the above C 4 olefins, C 2 -C 20 aliphatic olefins such as ethylene, propylene 'Soprene_pen- 
tene and hexene-1 C 8 -C 10 aromatic olefins such as styrene and vinyl toluene, and ahcyclic olefins such as DCPD can 
be used as feed. These olefins may be used for polymerization either alone or as a mixture thereof. 

55 [0065] In polymerization, the concentration of olefin is preferably within the range of 5-100% by weight If the concen- 
tration of olef in is less than 5% by weight, an economical loss in practice is undesirably great. Bes,des olef ,ns. solvents 
which are inactive to reaction can be appropriately used, for example, hydrocarbons including n-paraff .ns such as n- 
butane and isoparaffins such as isobutane and isooctane. Exemplified as industrial feeds are C 5 fraction containing 
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aliphatic olefins such as piperylene, and C 4 fraction containing olefins such as 1 -butene and trans- or cis-2-butene, and 
further isobutene and n-butane. 

[0066] As mentioned before, inorganic or organic polar compounds can be used as complexing agents which form a 
complex with boron trifluoride. Exemplified as the polar compounds are, as the above, water, alcohols, ethers, phenols, 
ketones, aldehydes, esters, organic or inorganic acids, and acid anhydrides. 

[0067] The molar ratio of boron trifluoride to complexing agent in a complex can be in the range of 0.01 :1-2:1 , as men- 
tioned above. 

[0068] In the above reaction, boron trifluoride in a catalyst is usually used in the ratio of 0.0001-0.5 mol to 1 mol of 
olefin to be polymerized. The reaction itself can be carried out according to the conventional methods, either in a batch 
type or in a flow type. Although the reaction temperature and the reaction time are not especially restricted, it is prefer- 
able to select the temperature from the range from -100°C to +100°C and the time from the range from 1 minute to 4 
hours. 

[0069] Then, in the step (II), a direct and/or alternating voltage is applied to the reaction mixture in which boron triflu- 
oride is at least partly dispersed and/or dissolved to thereby separate the complex catalyst by settling owing to a differ- 
ence of specific gravity. 

[0070] In liquid phase polymerization of olefin, the reaction mixture is obtained, which is comprised of the produced 
olefin oligomer, unused reactants and a boron trifluoride complex catalyst dispersed or dissolved therein. 
[0071] The number average molecular weight of the olefin oligomer which is obtained by polymerizing olefin in a liquid 
phase is preferably in the range of 100-100,000. If the molecular weight is less than 100, it is too small for useful olefin 
oligomer. If the molecular weight is more than 100,000, the amount of a diluting solvent necessary for separation 
increases too much to be economical. 

[0072] In applying an electric voltage, if the viscosity of the object reaction mixture is extremely high, a complex cat- 
alyst can not be separated by settling sufficiently. From this point of view, the viscosity of the reaction mixture as the 
object for applying an electric voltage is preferably 10,000 cP (centipoise) or less at the temperature when applying an 
electric voltage. In order to adjust the temperature within this range, an inactive solvent can be appropriately added to 
the reaction mixture to which an electric voltage is applied. 

[0073] By applying an electric voltage to the reaction mixture containing a complex catalyst by means of the above 
method, the complex catalyst is separated by settling to form a lower layer in the reaction mixture. In other words, the 
complex catalyst which is dispersed or dissolved is agglomerated or combined together by applying an electric voltage 
and separated by settling owing to a difference of specific gravity. 

[0074] The conditions in applying an electric voltage such as electric field strength and a distance between electrodes 
are as mentioned before. That is, electric field strength can be in the range of 0.001-40 kV/mm, and the temperature in 
the range from -100°C to +50°C. The time for separation by settling is not especially restricted as mentioned before, 
and usually can be selected from the range from 1 minute to 1 hour depending on the extent of leaving still. 
[0075] Then, in the step (III), the complex catalyst separated by settling from the reaction mixture is recovered. 
[0076] By withdrawing the complex catalyst separated by settling continuously or intermittently with appropriate 
means from the reaction system, the complex catalyst can be recovered from the reaction mixture . 
[0077] Furthermore, in the step (IV), olefin is polymerized in a liquid phase using at least a part of the recovered com- 
plex catalyst. 

[0078] Because the molar coordination ratio of the complex catalyst which has settled to form a lower layer is sub- 
stantially not changed from that before use in the reaction, the catalyst has the same activity as before and can be 
reused as it stands for the reaction. Thus, by reusing catalyst, it is possible to reduce the catalyst cost. 
[0079] In the second or later reaction, a new boron trifluoride complex catalyst can be added appropriately. For exam- 
ple, the complex catalyst is supplemented with the new one by the amount corresponding to that of the complex catalyst 
which has been lost out of the reaction system together with olefin oligomer. Further, it is possible not only to supple- 
ment the complex itself, but also to add boron trifluoride and a complexing agent as complex components simultane- 
ously or separately. Furthermore, when reusing the recovered catalyst, diluting agents can be added appropriately. 
[0080] In polymerizing olefin where the catalyst is reused, the same reaction conditions can be used as in the initial 
polymerization. For example, it is possible to polymerize olefin continuously, separate and recover the catalyst at the 
same time by the present method of applying an electric voltage, and recycle the recovered catalyst into the polymeri- 
zation zone continuously or intermittently. However, as for the recovered catalyst, appropriately varied polymerization 
conditions can be also used. 

[0081] After separating catalyst from the reaction mixture, the objective olefin oligomer can be obtained by an appro- 
priate separating means such as distillation. When a little of complex catalyst remains in the olefin oligomer obtained, 
it can be removed if necessary by the conventional methods of removing catalyst, for example, an appropriate neutral- 
ization step. The removal of the remained complex catalyst can be carried out easily, because almost all complex cat- 
alyst has been already removed. 
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BP ■•~F DESCRIPTION OF DRAWING 
[Oi 

s Fig. 1 is a graph showing the results o1 measurement on 13 C-NMR spectra of a boron trifluoride diethyl ether com- 

plex before and after reaction. 

BEST METHOD FOR CARRYING OUT THE INVENTION 

10 [0083] In the following, the present invention will be described in more detail with examples. 

< Production of Boron Trifluoride Complex Catalyst ) 

[0084] A complex catalyst was prepared by injecting boron trifluoride (purity 99.7%) into a complexing agent kept 
75 below 0°C while restraining the increase of temperature, until molar coordination ratio reached the predetermined 
value. Not particularly mentioned in detail, the complexes susceptible to decomposition were prepared and preserved 
below the decomposition temperature and served. 

< Equipments for Experiment) 

20 

[0085] A 1 -liter four neck flask is equipped with a pipe for introducing nitrogen gas, a stirring apparatus, a bomb for 
storing gas, a pipe for injecting gas, a thermometer and a cooling vessel at low temperature, and parallel electrodes 
comprised of two flat plates are installed in the flask with a distance of 5 mm. Further, an external electric source which 
can provide a stable direct or alternating voltage is secured, and the two output lines are connected with each of two 
25 parallel electrodes. However, the external electric source is kept suspended until an electric voltage is applied after the 
end of reaction. 

< Example 1 > 

30 [0086] Under a nitrogen flow, the above flask was charged with 100 g of isooctane (extra pure) as diluting solvent, 
and provided with pure isobutene while being kept -25°C with stirring in the flask, and then supplied with 2.09 g of boron 
trifluoride diethyl ether complex (1 :1 mol adduct), thereafter reaction was carried out for 30 minutes with stirring vio- 
lently. 

[0087] After the reaction, a 500 V direct voltage was applied to two parallel electrodes in the reaction solution kept - 
35 25°C from an external electric source for 30 minutes, whereupon 1 98.3 g of colorless, transparent upper layer liquid and 
1 .78 g of colorless, transparent lower layer liquid were separated with an interface formed. 

[0088] The upper layer only was withdrawn, neutralized with a dilute aqueous solution of sodium hydroxide, and then 
distilled by a vacuum distillation to remove isooctane and lighter fraction, after that the conversion of isobutene partici- 
pating in the polymerizing reaction and the yield of olefin oligomer produced were determined. 

40 [0089] The lower layer was preserved in another vessel. The above flask was charged again with 1 00 g of isooctane 
as diluting solvent and provided anew with 100 g of isobutene while being kept -25°C with stirring in the flask, and then 
supplied with 0.31 g of boron trifluoride diethyl ether complex corresponding to the amount of that lost in the first reac- 
tion and 1 .78 g of the complex preserved in the other vessel together, after that polymerizing reaction was carried out. 
[0090] After the reaction, a 500 V direct voltage was applied into the reaction solution from an external electric source 

45 for 30 minutes similarly as in the first time to carry out the separation with an interface formed. The upper layer only was 
withdrawn similarly as in the first time, and neutralized with a dilute aqueous solution of sodium hydroxide, after that the 
conversion and the yield were determined. 

[0091] The above procedure was repeated three times, that is, four polymerizing reactions were carried out succes- 
sively. 

so [0092] The lower layer liquid obtained after the first polymerising reaction was measured by 13 C-NMR. 

[0093] Fig. 1 is a measurement on 13 C-NMR spectra of a boron trifluoride diethyl ether complex before and after the 
use in a reaction. The numerals on the axis of abscissa indicate the chemical shifts expressed in ppm as compared with 
the peak of tetramethylsilane (TMS). In the measurement by 13 C-NMR, boron trifluoride diethyl ether complex having 
the molar coordination ratio of 1 .0:1 .0 shows two peaks of 1 2.9 ppm and 69.9 ppm due to carbon atoms of diethyl ether. 

55 When the molar ratio is varied, two peaks show shifting. However, when a 13 C-NMR measurement was carried out on 
a sample of the boron trifluoride diethyl ether complex obtained after the end of reaction, peaks were found at the same 
locations as those measured in an unused complex catalyst. Thus, it was found out that the complex had the same 
molar ratio as before the reaction. 
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[0094] The results on polymerization in the upper layer and the ratio of the amount of the complex catalyst settled 
down in the lower layer to its amount charged (recovery) in the first and fourth reactions will be shown in Table 1 . 
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Table 1 



Reaction Order 


Conversion of Isobutene 


Yield of Oligomer 


Recovery of Complex 








Catalyst 


1 


98.0 mol% 


94.7 wt% 


85.1% 


4 


97.7 mol% 


93.8 wt% 


84.7% 



75 



20 



25 



< Example 2) 

[0095] After polymerizing reaction was carried out in the same way as in Example 1 , a 500 V alternating voltage was 
applied into the reaction mixture for 30 minutes, whereupon 197.5 g of colorless, transparent upper layer liquid and 1 .71 
g of colorless, transparent lower layer liquid were separated with an interface formed. 

[0096] Similarly as in Example 1 , the upper layer only was treated subsequently, and the conversion of isobutene and 
the yield of olefin oligomer were determined. 

[0097] The lower layer was preserved in another vessel. The above flask was charged again with isooctane and iso- 
butene, and then supplied with 0.38 g of boron trifluoride diethyl ether complex (1 :1 mol adduct) lost in the first reaction 
and 1 .71 g of the complex preserved in the other vessel together, after that polymerizing reaction was carried out. 
[0098] The above procedure was repeated three times, that is, four polymerizing reactions were carried out succes- 
sively. The results on polymerization in the upper layer and the ratio of the amount of the complex catalyst settled down 
in the lower layer to its amount charged (recovery) in the first and fourth reactions will be shown in Table 2. 



Table 2 



30 



35 



40 



45 



SO 



55 



Reaction Order 


Conversion of Isobutene 


Yield of Oligomer 


Recovery of Complex 








Catalyst 


| 1 


97.9 mol% 


94.5 wt% 


81.8% 


4 


97.8 mol% 


93.6 wt% 


80.7% 



< Example 3) 

[0099] Polymerizing reaction was carried out in the same way as in Example 1 , except for using 1 .69 g of boron trif- 
luoride ethanol complex (1:1 mol adduct) as a complex catalyst. 

[0100] After the reaction, a 500 V direct voltage was applied to two parallel electrodes in the reaction solution kept - 
25°C from an external electric source for 30 minutes, whereupon 1 98.3 g of colorless, transparent upper layer liquid and 
1 .44 g of colorless, transparent lower layer liquid were separated with an interface formed. 

[0101] Similarly as in Example 1 , the upper layer only was treated subsequently, and the conversion of isobutene and 
the yield of olefin oligomer were determined. 

[0102] The lower layer liquid obtained after the first polymerizing reaction was measured by 13 C-NMR similarly as in 
Example 1 , whereupon it was found out that the catalyst was boron trHluoride ethanol and did not varied in molar coor- 
dination ratio. 

[01 03] The lower layer was preserved in another vessel. The above flask was charged again with 1 00 g of isooctane 
as diluting solvent, and provided anew with 100 g of isobutene while being kept -25°C with stirring in the flask, and then 
supplied with 0.25 g of boron trifluoride ethanol complex (1:1 mol adduct) corresponding to the amount of that lost in 
the first reaction and 1 .44 g of the complex preserved in the other vessel together, after that polymerizing reaction was 
carried out. 

[0104] The above procedure was repeated three times, that is, four polymerizing reactions were carried out succes- 
sively. The results on polymerization in the upper layer and the ratio of the amount of the complex catalyst settled down 
in the lower layer to its amount charged (recovery) in the first and fourth reactions will be shown in Table 3. 



BNSDGCID. <£P ._0e&6&57A 1_l..> 



EP 0 896 967 A1 



Table 3 



Reaction Order 


Conversion of Isobutene 


Yield of Oligomer 


Recovery of Complex 
Catalyst 


1 
4 


98.3 mol% 
97.5 mol% 


78.5 wt% 
77.3 wt% 


85.2% 
83.8% 



(Example 4 > 

[01051 Polymerization of isobutene was carried out using isobutane as solvent. That is, a flask was charged with 200.0 
g of isobutene diluted with isobutane. and then supplied with 1.64 g of boron trifluoride diethyl ether complex (1:1 mol 
adduct) while being kept 1 25«C. thereafter reaction was carried out for 30 minutes with st.rrmg violently. 
[0106] After leaving still, a 500 V direct voltage was applied to two parallel electrodes in the reaction solution kept - 
25°C from an external electric source for 30 minutes, whereupon 1 93.5 g of colorless, transparent upper layer liquid and 
1 39 g of colorless, transparent lower layer liquid were separated with an interface formed. 

[0107] Similarly as in Example 1 . the upper layer only was treated subsequently, and the conversion of isobutene and 
the yield of olefin oligomer were determined. j • 

[0108] The lower layer was preserved in another vessel. The above flask was charged again with isobutane and iso- 
butene and then supplied with 0.25 g of boron trifluoride diethyl ether complex corresponding to the amount of that lost 
in the first reaction and 1 .39 g of the complex preserved in the other vessel together, thereafter polymerizing reaction 

[OlO^The^ve procedure was repeated three times, that is. four polymerizing reactions were carried out succes- 
sively The results on polymerization in the upper layer and the ratio of the amount of complex catalyst settled down ,n 
the lower layer to its amount charged (recovery) in the first and fourth reactions will be shown in Table 4. 



Table 4 



Reaction Order 


Conversion of Isobutene 


Yield of Oligomer 


Recovery of Complex 






Catalyst 


1 


89.5 mol% 


85.3 wt% 


84.8% 


4 


88.5 mol% 


84.7 wt% 


84.2% 



< Comparative Examples 1-4) 

[0110] In Comparative Examples 1-4, polymerizations were carried out in the same conditions as in the first polym- 
erizing reactions of Examples 1 -4 respectively, but any electric voltage was not applied to the reaction rmxtures. 
mill] While they were left still after the reaction with its temperature being kept, the boron trtfluonde complex catalys 
in every Example was held in the state of being dispersed in the reaction liquid, and was not separated by settling as it 
was. 

INDUSTRIAL APPLICABILITY 

[01 1 2] The present method, wherein the electric current flowing through a fluid by applying an electric voltage is zero 
or very weak, hardly consume the electric power and is economical. Moreover, it does not change the composition of 
the fluid such as reaction mixture and does not give any other effect than separating boron trtfluonde complex. There- 
fore it can present an industrially useful process. 

[01 1 3] Furthermore, in producing olefin oligomer using a boron trifluoride complex catalyst for the reaction, it is pos- 
sible to separate the complex catalyst by settling from the reaction system and recover it in an industrially economica 
and easy way by applying a direct and/or alternating voltage into the reaction mixture produced. Moreover, the catalyst 

does not lose its activity and can be utilized repeatedly. 

[01 1 4] The conventional processes for separating and removing the used catalyst utilize the methods which compr se 
neutralizing with aqueous solutions of basic substances such as ammonia and caustic soda and washing out by water. 
From the washing process, a large quantity of waste water containing fluorides as neutralized products of used alkaline 
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compound and boron trifluoride has been discharged. By recovering the catalyst in a high recovery according to the 
preset invention, the problems of environmental pollution accompanied with the disposal of industrial wastes can be 
greatly reduced. 



1 . A method of recovering a boron trifluoride complex which comprises the steps of applying direct and/or alternating 
voltage to an electrically-nonconductive fluid in which at least a part of the boron trifluoride complex is dispersed 
and/or dissolved so as to separate said boron trifluoride complex by settling from said electrically-nonconductive 
fluid, and then recovering the separated complex. 

2. A method of recovering a boron trifluoride complex as claimed in Claim 1 , wherein the electric field strength of said 
direct and/or alternating voltage is in the range of 0.001-40 kV/mm. 

3. A method of recovering a boron trifluoride complex as claimed in Claim 1, wherein the temperature of the electri- 
cally-nonconductive fluid while applying said direct and/or alternating voltage is in the range of -100°C to +50°C. 

4. A method of recovering a boron trifluoride complex as claimed in Claim 1, wherein said complexing agent which 
forms a complex with boron trifluoride is a polar compound. 

5. A method of recovering a boron trifluoride complex as claimed in Claim 4, wherein said polar compound is a mem- 
ber selected from the group consisting of water, alcohols, ethers, phenols, ketones, aldehydes, esters, acid anhy- 
drides and acids. 

6. A method of recovering a boron trifluoride complex as claimed in Claim 1 , wherein the molar ratio of boron trifluo- 
ride to complexing agent in said complex is in the range of 0.01 :1 to 2:1 . 

7. A method of recovering a boron trifluoride complex as claimed in Claim 1 . wherein said electrically-nonconductive 
fluid is a hydrocarbon fluid. 

8. A process for producing olefin oligomers which comprises the following steps (I) to (IV): 

(I) polymerizing olefin in a liquid phase in the presence of a boron trifluoride complex catalyst which comprises 
boron trifluoride and a complexing agent, 

(II) after polymerization, applying a direct and/or alternating voltage to the reaction mixture in which at least a 
part of boron trifluoride complex catalyst is dispersed and/or dissolved, so as to separate the complex catalyst 
by settling owing to the difference of specific gravities, 

(III) recovering the complex catalyst separated by settling from the reaction mixture, and 

(IV) polymerizing olefin in a liquid phase using at least a part of the recovered complex catalyst. 

9. A process for producing olefin oligomers as claimed in Claim 8, wherein the concentration of the olef in(s) in the feed 
mixture for said liquid phase polymerization is 5% by weight or more. 

1 0. A process for producing olefin oligomers as claimed in Claim 8, wherein the molecular weight of said olefin oligom- 
ers is in the range of 100-100,000. 



Claims 
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Fig. 1 



Boron Trifluoride/Diethyl Ether Complex 
13C-NMR Spectra of (1:1 mole adduct) 



After recovery 
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